Abstract : Mono and bis pyrazolines were prepared by the cycloaddition and cyclocondensation reactions of diazomethane and hydrazine hydrate with bis olefinic systems.
Results and Discussion :
The synthetic scheme involves the treatment of l, 5-diaryl-3-methyl-l,4-pentadien-3-one (1) with two-fold excess of diazomethane. After work-up the reaction mixture indicated the formation of two adducts in TLC and they were separated by column chromatography. They were identified as 4-aryl-3-(3'-aryl-2'-methyl-2-propenone)-2-pyrazoline (2) as major (60-73%) and 4-aryl-5-methyl-5-(3'-aryl-2'-propcnone)-2-pyrazolinc (3) as minor (12-25%) products by their 'l l NMR spectra (Scheme and Tables I & 2 (Table 2) .
However the spectra of 3 showed two doublets at 3.92-3.99 (C 4 -H) and 4.12-4.15 (C 3 -H) for pyrazoline ring Β protons. On the other hand when 1 was heated with excess diazomethane, 4,4'-diaryl-5'-methyl-3,5'-bis (2-pyrazolinyl)-3.5'-ketone (4) was obtained. The methine and methylene protons (C 4 -H and C 5 -H) of the pyrazoline ring Ά' exhibited AMX splitting pattern and the resonance signals are observed almost in the same region as in 2 ( Table 2 ). The two methine protons (C 3 -H and C 4 -H) of the pyrazoline ring 'B' showed two doublets as in 3. The 2 and 3 when subjected to cycloaddition with diazomethane gave a compound which was found to be identical to 4 by its m.m.p and 'H NMR. When the major product 2 was condensed with hydrazine hydrate a different type of bis pyrazoline, 4,5'-diaryl-4'-methyl bis(2-pyrazoline) (5) On the other hand the reaction of 1 with hydrazine hydrate gave mixture of products, 5-aryl-3-(l 'methylstyryl)-2-pyrazoline (6) and 5'-aryl-4'-methyl-3'-styryl-2-pyrazoline (7) in almost equal ratio. The 6 exhibited AMX splitting pattern for pyrazoline ring protons. However 7 showed a multiplet for (C 4 -H) and a doublet for (C 5 -H) of pyrazoline ring ( Table 2 ). The reaction of 6 with diazomethane gave 5,4'-diaiyl-5'-methyl-3,5'-bis(2-pyrazolines) (8), whereas 7 resulted 5. The authenticity of 5 was confirmed by m.mp and 'H NMR spectra. In the case of 8, the pyrazoline ring protons of A exhibited signals as in 6 whereas ring Β protons as in 4 ( Table 2 ).
Thus the sequence of reactions exemplifies a method for the synthesis of different pyrazolines by cycloaddition and cyclocondensation reactions of diazomethane and hydrazine hydrate with l,5-diaryl-3-methyl-l,4-pentadien-3-ones.
Experimental
Melting points were determined on Mel-Temp apparatus and arc uncorrected. IR spectra were measured in KBr on Perkin-lllmer grating infrared spectrophotometer model-337
(v m . ix in cm" 1 ), 'l! NMR spectra were recorded on Brukcr Spcctrospin instrument operating at 200
Mil/ in CDCI·, or l)MSO-d ( , using IMS as an internal standard. TLC was performed on silica gel (Merck) using hexane -ethyl acetate (3:2) as eluents. The elemental analyses were obtained from microanalylieal laboratory. University of Punc, Pune, India.
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The starting materials l,5-diaryl-3-methyl-l,4-pentadien-3-ones (1) were prepared according to the literature procedure. Satisfactory elemental analysis were obtained : C ± 0.24, Η ± 0.15, Ν ± 0.18
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